Although the ambident nucleophilicity of oximines has widely been studied [2] , its participation with the neighbouring groups has resulted in the synthesis of various interesting nitrogen [3] and oxygen [4] [5] [6] heterocyclics. However, no report has yet been made on the N-dealkylation due to the neighbouring group participation of oximines. During the course of our investigations on synthesis of some pyrrolidine synthons, dealkylation was observed when N,N-dialkyl-/?-aminoketones (5 and 7) were treated with hydroxylamine hydrochloridepyridine mixture. The results are reported in this communication.
Treatment of N-carbethoxy-l-pyroline (1) with ethyl chloroformate yielded the mixed anhydride (2) which was reacted with diazomethane to give the diazoketone (3). The latter on reaction with 48% HBr gave N-carbethoxy-2-bromoacetyl pyrrolidine (4) which was condensed with N-methyl-2-aminoethanol in presence of triethylamine to furnish Ncarbethoxy-2-(N-methyl-N-/?-hydroxyethyl) aminoacetyl pyrrolidine (5) . Reaction of 5 with hydroxylamine hydrochloride in pyridine yielded an oximine which was devoid of N-ß-hydroxyethyl group. This compound exhibited M+ peak at mje = 229 and showed NMR signals at d 5.35-5.65 (1H), 3.3-4.1 (6H), 1.4-2.2 (8H) and 1.0 (3H). These date suggested the structure 6 which was further supported by its unambiguous synthesis. Hydrogenation of 7 gave the corresponding debenzylated compound 8 which on reaction with hydroxylamine hydrochloride in pyridine yielded N-carbethoxy-2-(lhydroxyimino-2-methylamino) ethyl pyrrolidine 6) . Similar to the reaction of 5 with hydroxylamine hydrochloride in pyridine, 7 under identical reaction conditions furnished the debenzylated derivative 6 which was found to be identical in all respects with the authentic sample.
The dealkylation in 5 and 7 may be explained by the neighbouring group participation of the oximine anion [3] [4] [5] [6] resulting in the formation of an intermediate oxime ether which is hydrolysed to yield the desired compound 6. Although no oxime ether could be isolated from the reaction mixture, a few indirect evidences suggested the proposed mechanism. The Hofmann elimination [7] , as an alternate mechanism, for example, was ruled out because reaction of 7 with pyridine hydrochloride in pyridine did not give 6. The role of oximine was evident from the fact that treatment of N-benzylpyrrolidine or COOEt N-benzylpiperidine with hydroxylamine hydrochloride in pyridine did not cause debenzylation.
Experimental
The structure of all the compounds was checked by IR on Perkin-Elmer 157 and 177 infracord spectrophotometers. NMR was recorded on Varian A60-D and Perkin-Elmer R32 spectrometers using TMS as internal reference. The mass spectra were taken on Jeol JMS-D300 mass spectrometer. Melting points were taken in sulphuric acid bath and are uncorrected.
N-Carbethoxy-2-bromoacetyl pyrrolidine (4)
A solution of ethyl chloroformate (1.1 g, 0.01 mole) in dry benzene (5 ml) was added dropwise to a cooled and stirred solution of 1 (1.87 g, 0.01 mole) and triethylamine (1.44 ml, 0.01 mole) in dry benzene (20 ml). Further stirring was continued for 2 h, the separated triethylamine hydrochloride was filtered off and the filtrate contained mixed anhydride (2).
The above filtrate containing 2 was cooled and treated with a solution of diazomethane in 30 ml of ether (obtained from 1.70 g of nitrosomethyl urea and 3.0 g KOH). The resulting mixture was stirred for 4 h and then kept overnight in the refrigerator. The reaction mixture was washed successively with water (2 x 10 ml) and aq. NaHC03 solution. The organic layer was dried (Na2S04) and solvent removed in vacuo to give the diazoketone 3. IR v max (neat) cm" 1 : 3520-3400 (enolic OH); 2100 (N=N); 1710-1690 (COOEt, CO).
The above crude diazoketone (3) was dissolved in benzene (25 ml) and then treated during stirring with 48% HBr (5 ml). The stirring was continued until 1 the evolution of N2 ceased (~1 h). Excess of HBr was neutralized by Na2C03, the organic layer separated, dried (Na2S04) and solvent removed under reduced pressure to obtain 4 as an oil; yield 1.82 g (70%). IR v max (neat) cm -1 : 1680-1720 (COOEt, CO). 
N-Carbethoxy-2-(N-methyl-N-ß-hydroxy ethyl) amino acetyl pyrrolidine (5)
A solution of N-methyl-2-aminoethanol (0.75 g, 0.01 mole) and triethylamine (1.44 ml, 0.01 mole) in dry benzene (10 ml) was added dropwise to a stirred and cooled solution of 4 (2.64 g, 0.01 mole) in dry benzene (20 ml). The reaction mixture was stirred for 6 h. The triethylamine hydrochloride filtered off and the filtrate washed with water (2 x 10 ml), dried (Na2S04) and solvent removed to get the crude product as a thick syrup which crystallized from cyclohexane, yield 1. 
N-Carbethoxy-2-(l-hydroxyimino-2-methylamino ) ethyl pyrrolidine (6)
A mixture of 5 (3.87 g, 0.015 mole) and hydroxylamine hydrochloride (3.03 g, 0.045 mole) in pyridine (25 ml) was refluxed for 4 h. Solvent was removed in vacuo, the residual solid treated with 50% aq. NaOH solution and finally extracted with ethylacetate (2 X 50 ml). The combined extracts dried (Na2S04) and solvent distilled, the thick oil thus obtained was chromatographed over a silica gel column using 10% ethyl acetate in benzene as eluant; yield 2. 6 was also prepared from 7 or 8 by reacting them with hydroxylamine hydrochloride in pyridine in a similar manner.
N-Carbethoxy-2-(N-benzyl-N-methyl)
aminoacetyl pyrrolidine (7) A solution of benzylmethylamine (2.1 g, 0.0175 mole) and triethylamine (2.5 ml, 0.0175 mole) in dry benzene was added dropwise to a cooled and stirred solution of 4 (3.68 g, 0.0175 mole) in dry benzene (40 ml) and the reaction mixture stirred for 4 h. The reaction mixture was worked up as 
N-Carbethoxy-2-(N-methyl) aminoacetyl pyrrolidine (8)
Hydrogen was bubbled through a mixture of 7 (3.04 g, 0.01 mole), conc. HCl (1 ml) and 5% Pd-C (0.3 g) in methanol (100 ml) for 4 h. The catalyst was filtered off and solvent removed from the filtrate to get a semi solid which was basified with 50% NaOH and extracted with ethylacetate. The combined extracts dried (Na2S04) and solvent removed to get 8 as an oil, yield 1.6 (75%). 
